Scheme S2. Schematic representation of the synthesized complexes 1-6. Figure S1 . ORTEP drawing (50% probability ellipsoid) of complex 2 (left) and complex 5 (Right). Table S1 . Crystallographic data and details of refinements for complexes 1, 2, 4 and 5. Table S2 . Coordination bond lengths (Å) and angles (°) for complex 1. Table S3 . Coordination bond lengths (Å) and angles (°) for complex 2. Table S4 . Coordination bond lengths (Å) and angles (°) for complex 4. Table S5 . Coordination bond lengths (Å) and angles (°) for complex 5. 
Synthesis of Complex 5 [MnL 2 ]
Complex 5 was prepared by adopting the same procedure as that for 1 but in this case we 
Synthesis of Complex 6 [MnL 3 ]
Similar procedure was adopted for synthesis of complex 6 but in this case we used 3,5-diiodosalicylaldehyde (0.748 g, 2 mmol). Yield: 74% (with respect to L 3 ). Anal. calculated. Table S1 .
Computational Method
All calculations were carried out with the Gaussian 09 series of programs. Full geometry optimization of all reactants and products has been carried out using Density Functional
Theory with the UB3LYP 8,9,10 functional and the 6-31+G(d, p) basis set for C, N, O and H atoms as well as with LANL2DZ pseudopotential for Mn and Fe atoms. This theory level has rendered accurate results in previous studies of related systems. 11, 12 Geometry optimizations were done with the Schlegel's algorithm. 13, 14 The located stationary points were checked to be true minima by the analytical computation of the harmonic vibrational frequencies at the same theory level. Due to the open shell nature of the Mn complexes under study, the possible spin states have been calculated for non-oxidized and oxidized complexes and they showed practically no spin contamination at the theory level here used.
Crystal Structure Elaboration
The Table S1 . Figure S1 . ORTEP drawing (50% probability ellipsoid) of complex 2 (left) and complex 5 (Right). Table S2 . Coordination bond lengths (Å) and angles (°) for complex 1
Fe (1) (2) 1.894 (7) Fe (1) 
Catalytic measurements
We investigated the catalytic activity of the homogeneous catalysts (1-6) and heterogeneous catalysts CHCAT-1and CHCAT-2 for a wide variety of organic transformation reactions.
Control Experiment for oxidation reactions
To assess the capability of H 2 O 2 to directly oxidize the organic substrates without any aid of the catalysts, control experiments were performed taking only the corresponding substrate and H 2 O 2 . A solution of each of the substrate (1 mmol) and H 2 O 2 (2 mmol) was taken in acetonitrile medium and magnetically stirred till reaction was complete.Diethyl ether was used to extract the organic products (4 mL × 3)at the end of the reactions. 1 H-NMR analysis was performed. Extremely low conversions (<5%) were found at the end of the analysis.
Catalytic Alcohol Oxidation by Homogeneous catalysts 1-6
The homogeneous catalysts 1-6 (2mmol), alcohol (1mmol) and H 2 O 2 (3mmol) were subjected to stirring at room temperature in CH 3 CN ( 10 mL) for 4h. The progress of the reaction was S18 surveilled by TLC. After 4h, an aqueous solution of NaHCO 3 (20 mL) and CH 2 Cl 2 (20 mL) was added to the reaction mixture. As a consequence of layer separation, the aqueous layer was extracted with CH 2 Cl 2 (3×5 mL). The organic layers were dried on MgSO 4 and concentrated under vacuum furnishing the products .The products were identified through 1 H-NMR Spectroscopy.
Catalytic Alcohol Oxidation by Heterogeneous catalysts CHCAT-1 and CHCAT-2
Catalyst (120 mg), alcohol (1mmol) and H 2 O 2 (3mmol) were subjected to stirring at room temperature in H 2 O (10 mL) for 6h. The progress of the reaction was surveilled by TLC.
After 4h, the catalyst was removed with the help of a magnet and to the resulting solution, an aqueous solution of NaHCO 3 (20 mL) and CH 2 Cl 2 (20 mL) was added to the reaction mixture. As a consequence of layer separation, the aqueous layer was extracted with CH 2 Cl 2 (3×5 mL). The organic layers were dried on MgSO 4 and concentrated under vacuum furnishing the products. The products were identified through 1 H-NMR Spectroscopy. 
